1 H NMR (DMSO-d 6 , 400 MHz, 298 K): δ 11.16 (s, 2H), 8.22 (s, 1H), 7.40 (s, 1H), 6.80 (s, 2H), 4.40 (t, 1H), 2.13 (t, 2H), 1.47 -1.30 (m, 1H), 0.93 (d, 6H) . 13 C NMR (DMSO-d 6 , 100 MHz, 298 K): δ 150. 4, 140.2, 124.7, 123.8, 107.1, 41.5, 30.5, 26.0, 22.6. HR-MS (ESI-TOF): m/z calculated for (C 48 Figure S2 . 13 C NMR spectrum of 2 (DMSO-d 6 , 400 MHz, 298 K).
S4
Experimental procedure and analysis of 3 Tetraformylresorcin[4] arene 1 1 (0.267 g, 0.283 mmol) and 2 (0.275 g, 0.283 mmol) were dissolved in chloroform (40 ml) and stirred for 24 hours at 70°C. The solvent was partially evaporated and an excess of methanol was added to the residue, upon which a precipitate was formed. The solid product was filtered through a G5 funnel, washed with methanol and dried under vacuum to give 3 in quantitative yield (0.515 g, 0.105 mmol). 153.9, 153.6, 128.1, 123.6, 123.5, 107.1, 42.2, 30.2, 26.1, 22.8, 22.7 Figure S11 . ORTEP representation of the asymmetric unit of the crystal structure of 3 with thermal ellipsoids scaled at 50% probability. S11
Ab initio calculations
All theoretical calculations were performed within the density functional theory (DFT) using Gaussian 09 program suite. 2 The geometry of the initial structure (MODEL-1) was retrieved from the crystal structure of 3 and then it was optimized by ground state method at the B3LYP/6-31G(d) level. Excited electronic states were determined at the B3LYP/6-31G(d) level by means of the timedependent DFT (TD DFT) approach (100 excited states). The ECD and UV spectra were simulated by overlapping Gaussian functions for each transition. Presentation of molecular orbitals was performed by using the GaussView program.
Figure S12. Molecular model (MODEL-1) used for theoretical calculations (initial geometry was retrieved from the crystal structure of 3). S12 Figure S13 . Experimental UV spectrum of 3 in CHCl 3 . Figure S14 . Theoretically calculated UV spectrum for MODEL-1 (B3LYP/6-31G(d)). Figure S15 . Theoretically calculated CD spectrum for MODEL-1 (B3LYP/6-31G(d)). S13 Figure S16 . Graphical representation of (a) HOMO and (b) LUMO orbitals for MODEL-1. 
